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GEL FORMULATIONS FOR USE IN TOXIC OR HAZARDOUS 

PRODUCT CONTAINERI S ATION SYSTEMS 

The invention relates to new water dispersible 

organic gels and containerisation systems containing then. 

5 These containerisation systems are suitable for containing 

hazardous products to render them safer to handle and for 

the environment. 

At present, most hazardous liquids are stored in 

metal drums or, where smaller quantities are required, 

10 plastic containers. 

Hazardous compounds, especially agro chemical 

compounds are formulated in various compositions. Liquid 

composition are most convenient for farmers because of the 

relative ease with which they can be handled. There are, 

15 nevertheless, difficulties in handling such liquid 

compositions. There is a danger of spillage of leakage if 

there are holes in the containers previously used or if they 

* 

are dropped. Although secure containers resistant to shock 
can be used, in the event of an accident, for example during 

20 transportation, the risk remains of spillage or leakage with 
rapid loss of liquid, for example leaking onto the ground. 

It has been difficult to provide a formulation and 
a containerisation system (i.e. container) which safeguards 
those handling it, including farmers and transporters, and 

25 the environment. 
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It is known to have agrochemicals in soluble bags or 
sachets, but .that* does not avoid completely the possibility of 
the bag cracking and breaking and the liquid creating a 
contamination problem. More specifically, when water soluble 
bags are used, the agrochemical compositions contained in the bag 
are organic ones, that is to say nonaqueous solvent-based 
compositions and, more or less, the solvent has the tendency to 
extract the adjuvant and additives of the film and to render the 
wall (film) of the bag more brittle (especially at low 
temperature and more specifically at temperature below O-C) or to 
reduce its service life. 

It was known to use gel formulations for 
pharmaceuticals or cosmetics, but there is practically no risk of 
pollution or contamination of environment when handling such 
products, in contrast to pesticides and agrochemicals. 
Furthermore the gels used for pharmaceutical or cosmetical* 
purposes are generally water-based, so that it was unobvious to 
obtain gels, which are convenient for water soluble sachets or 
bags, nor for agrochemicals containing water soluble sachets or 
""bags, nor for shock absorption purposes for such bags. 

Furthermore, and in a practical point of view, higher 
concentrations of active ingredient may be obtainable when using 
gels instead of liquids. 



The present invention seeks to provide new 
formulations and a new formulation system containing 
agrochemicals which are safe for everybody, specially the farmer 
and those who handle the agrochemicals. 
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The invention also seeks to provide 
new formulation -system for agrochemicals which is easy to put in 
a containing system and which is easy to manipulate by the 
farmer. 

The invention also seeks to provide 
new formulations and a new formulations system for agrochemicals 
which are readily soluble and/or dispersible in water. This is a 
problem which is especially difficult co overcome because the 
increase in viscosity is often connected with an increased 
difficulty to disperse in water. 

Tiie invention also seeks to provide a 
new formulation system for agrochemicals which is as condensed as 
possible, using the least amount of space- 

The invention also seeks to provide 
new formulations and a new formulation system to contain 
hazardous compounds, e.g., agrochemicals which reduce the risk of 

contamination. 

The invention also seeks to provide 

new formulations and a new formulation system to contain smelling 
or stinking compounds, e.g. , agrochemicals which remove the odors 
or reduce odor problems. 

The invention also seeks to avoid 
breakage of the container that contains an agrochemical 
formulation. When the container is brittle and rigid, there is a 
distinct possibility of simple breakage, but the liquid still 
transmits the shocks and there is the problem of hydraulic hammer 
effect. The invention seeks to avc i, or at least partially 

reduce, this hydraulic hammer effect. The invention also 
seeks to provide a formulation or composition for hazardous 
compounds that dissipate, as much as possible, the energy of 
an external shock to a container. 
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The invention also seeks to provide a 
shock absorbing formulation S yste» for containing agrochemicals, 
e.g., pesticides or plant protection agents or plant protection 
agents or plant growth regulators. 

The invention also seeks to provide a 
formulation which further extends the service life of the wacer 
soluble bag or sachet during storage, such as preventing the bag 
film from becoming brittle at freezing temperature. 

The invention further seeks to provide _ 
a new formulation system for agrochemicals which quickly 
dissolves when put into water and which is not damaged by normal 
freezing. 

The invention further seeks to provide a new 
formulation system for agrochemicals which reduces the risks of 
clogging the spray nozzles or the filters of spray tanks. 

The present invention provides a water dispersible 
organic gel which is a continuous system comprising: 

a hazardous product, as active ingredient, e.g. an 
agrochemical (especially a pesticide, a plant protection 
agent, a plant growth regulator or plant nutrient); 
optipnally organic solvent; 

a water soluble or water dispersibie surfactant; 
a gelling agent; and 
a plasticising agent. 

The gels are especially suitable to be contained in 
a water soluble or water dispersible bag. 

The gelling agent or thickener is a compound that 
substantially increases the viscosity of an organic 
solution. 

The gelling agent which is used in the present - 
invention may be liquid or preferably solid. The gelling 
agent is preferably soluble at a concentration of at least 
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10% by weight in a liquid mixture of the hazardous product, 
surfactant and organic solvent, if present, at a temperature 
above 50°C. If solid, it generally has a particle size of 
less than 100 microns, preferably less than 40 microns, more 
5 preferably less than 20 microns and most preferably less 

than 10 microns. 

Preferred gelling agents include tetramethyl decyne 
diol, ethoxylated dialkylphenol , methylated clay, propylene 
carbonate, hydrogenated castor oil, ethoxylated vegetable 

10 oil, diatonaceous earth, mixtures of dioctyl sodium 

sulfosuccinate and sodium benzoate, mixtures of hexanediol 
and hexynediol, and a polyacrylic acid polymer or copolymer, 
optionally in the form of a salt and optionally crosslinked 
(e.g. partially crosslinked). 

15 By th e word surfactant, it is meant an organic 

material which substantially reduces the surface tension of 
water. 

Surfactants which are particularly suitable for the 
invention are defined by the following test: according to 

20 this test, the liquid active ingredient in organic solvent, 
if present in the gel, (50g in total) and surface-active 
adjuvant (5g) are added to an amount of water, at 50°C, 
which is sufficient to bring the volume of the mixture to 
100ml; the mixture is agitated so as to give a homogeneous 

25 emulsion and this is left to stand for 30 mintues at 50«C in 
a graduated cylinder; the amount of oily layer which may 
have separated out (and thus formed a distinct liquid phase) 
must then be less than 20 ml. 

The surfactant that is used in the invention may be 

30 nonionic, anionic or act ionic, or may be zwitter ionic . 
Amphoteric surfactants may be used. A mixture of 
surfactants may also be used. Preferably the surfactant is 
able to form a liquid mixture, preferably a liquid phase, 
with hazardous product and organic solvent, if present, at a 

35 temperature above 70°C, preferably above 50°C. This liquid 
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mixture may be in the form of a single continuous phase or 
of an emulsion. Another preferable feature of the 
surfactant is that it contains at least 10% of a surfactant 
having hydroxy and/or alcoxy groups, such as polyethoxylated 
5 or polyproxylated derivatives. Especially preferred are 
derivatives of fatty amine or fatty acids or fatty alcohols 

or aryl phenols. 

Preferred surfactants include noninonic 

surfactants , 

10 optionally mixed with an ionic surfactant, and 

which are able to form a liquid mixture with the 
hazardous product and organic solvent, if present, at a 
temperature above 50»C, preferably above 70-C. 

The hereinbefore defined gel may optionally contain 
15 the further following components: 

an organic or mixture of organic solvents in which 
therein the hazardous product is soluble e.g. completely 
soluble at room temperature; 
a dispersant; 
20 a secondary thickener; 

such as a polyacrylic acid polymer, optionally in the form 
of a salt or a copolymer and optionally cross-linked (eg. 
partially cross-linked); fumed silica; hydfoxyethyl 
cellulose carboxy-methylcellulose; organically modified 
25 attapulgite or montmorillonite clay; hardened castor oil; 
cetyl and stearyl alcohols or esters; polyethylene glycols; 
glycerol hydroxystearate , polyvinylalcohol (of low molecular 
weight), dioctyl sodium sulf osuccinate and sodium benzoate; 
alkyl benzene sulfonates; xantham gum, polyvinylpyrrolidone; 

30 or polyvinyl acetate; 

other additives such as antifoam agents, 
stabilizers, buffers and antifreezing agents. 

Among the gels of the invention as hereabove 
defined, some particular gels are preferred, especially 
35 those comprising by weight: 

5 to 95%, preferably 10 to 90%, more preferably 25 

to 80%, of hazardous product; 
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1 to 50%, more preferably 2 to 20%, of surfactant; 

0.1 to 50% , preferably 0.5 to 10% of gelling agent; 

0 to 80%, preferably 3 to 50%, of solvent; 

0 to 20% preferably 0.1 to 10% of plasticising agent; 

optionally 0.1 to 20%, preferably 2 to 8%, of a dispersant; 

and 

0 to 20%, preferably 0.1 to 10%, of other additives, 

The plasticising agent which may be used in the 
invention is preferably a compound that is able to reduce 
the glass transition temperature of polyvinyl alcohol to 
below room temperature. 

Furthermore this plasticising agent is preferably 
compound that is water soluble or water dispersible and is 
soluble at a concentration of at least 0.1% by weight in a 
liquid mixture of the hazardous product, the surfactant and 
optionally organic solvent, if present. 

The plasticising agent, for example selected* from: 
alcohols compounds (linear 

or branched, saturated or unsaturated) , especially alcenols 
having, from 6 to 36 carbon atoms; alcenols having from 10 to 30 
carbon atoms ; glycols and triols such as di- and tri- . 
pentaerythr itol , trimethylolethane, anhydroenneaheptitol, 
butanetriol, hexanetriol, erythritols, threitols, ribitol, 
arabinitols, xylitol, allitol, dulcitol, glucitol, sorbitol 
mannitol, altritol, iditol, maltitol, lactitol, ethyleneglycol, 
diethyleneglycol, tri ethyleneglycol, * trimethyleneglycol, - 
tetramethy leneglycol , pentamethyleneglycol, hexamethyleneglycol, 
propyleneglycol, glycerol , 2 , 3— butanediol , 1, 3-butanediol, mono- 
, di- # tri-, tetra-, and poly-amines, such as diethylenetriamine 
and ethanolanines ; amides, e.g., ace t amide and fonnamide, 
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dimethylformamide, hexamethylphosphotriamide; sulfoxides, 
eg., dimethylsulf oxide; piperazines- 

The plasticising agents (or bag softener) that may 
be used in invention as described above impart and maintain 
softness to a container such as a bag containing the gel. 
They thus help to prevent the container from breaking during 
handling or storage, 

especially at: low freezing temperatures (e.g., under -2D-C). 
Thus there is little chance for contamination or pollution to 
occur under these severe conditions. 

According to a particular feature of the invention, the 
components of the compositions- of the invention are chosen in 
.uch a way that one or more of the following feature are present-. 

* the resulting gels have a viscosity of SOO to 
30,000 centipoise, more preferably of XOOO to 12000 centipoise 
(these viscosities are BrooKf ield viscosities measured with - 
^iscosimeter in the form or a flat plat rotating at 20 



a 



revolutions per minute) 

•* the gel has a phase difference phi between the 
controlled shear stress and the resulting shear strain such that 
* g(P hi) is 1^ than or eoual to 1.5, preferably less than or 
equal to 1.2. Tg( P hi) is the tangent of the angle phi (or phase 
-difference). The measurement of phi is made by »eans of a 
rheometer having a flat fixed plate .and a rotating cone above 
tnis plate such that the angle between them is less than 10-, 
preferably less than The cone is caused to rotate by means 

of a controlled speed motor; the rotation is a sinusoidal one, 
i e the torque and the angular displacement change as a sxne 
fusion with time. This angular displacement corresponds to the 
bereabove mentioned shear strain; the tor^e of the controlled 
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speed motor (which causes the angular displacement) corresponds 
to the hereabove mentioned controlled shear stress 

* the gels preferably have a specific gravity 
greater than 1, preferably greater than 1.05, more 
preferably greater than 1.1. 

* the gels have a spontaneity (as hereafter defined) 
less than 75, preferably less than 25. 

By the expression "continuous system," it is meant a 
material which is visually homogeneous, that is to say which has 
the visual appearance of having only one physical phase; this 
does not exclude the possibility of having small solid particles 
dispersed therein, provided these particles are small enough not 
to constitute a visible separate physical phase. 

It is fcnown ,that a gel is generally a colloid in which 
the dispersed phase has combined with the continuous phase to 
produce a viscous, jelly-li3ce product?, it is also a dispersed 
system consisting typically of a high molecular weight compound 
or aggregate of small particles in very close association with a 
liquid. 

By the expression "hazardous product" as used herein is 
meant a product that may cause damage to the environment or be 
.injurious to a person handling it. 

According to one main and preferred feature of the 
invention, the hazardous product is an active ingredient which is 
an agrochemical, and more precisely a pesticide or a plant 
protection agent (including plant growth regulators or plant 
nutrient) . 

The invention is not limited to some specific 
agrochemicals; a list of many agrochemicals which can be used in 
the invention includes: 
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Fungicide, such as Triaai»efo„. Tebuconasole. 
Procter.*. Tritorine. Tride-orpb. — • Ki * i ' ! " b ' 

xprodlone, K.talaryi. bltert.no!. fl.ro.~nfo*. rw.ila.o!. 
tosetyl . Pr.pysa.ide. CblorotbaXonil. Diebion.. — *• 
a^reo^lnon.. H„eb. Vinolozoiin. B»diocarb. 

Herbicide, (or. defoli^) *»=» - — 
aerl^ive.. xeerocbXor. Me^ecblor. r-«P« « ™" ^ 
Gly pho„r. *nd oiuphoeibare. Suraoblor. M i«u« £ .». Oryfiluofen, 

Oi^enican. Pben.ediph». D~.edipb». «adi«o». »ooopropo. 

MCPB. *CPP. U»r». x.opro«ro„. n»proP «d Its 
privative,. «bc £ u»esa«. c«be**»ide. Haeblor. 

Me^oron. oaor»l 4U r.», Cbiorpyr.aia. ,.^» «i^o„ 

.ridopyr. olc^op-etbrl. se^oxydi.. 'f^^- 
^^.lin. «»tr»n. chloral. »«—. «— • 

Be»ra,one. Atrarine. cj»»i-. Tbiob»c«b. Pro.««ryn, a-C>- 

lor^U-. «— — — ' ' 

„aprop»ide. Paraquat, »— — ■ ' 

X„^in. Herein. Tebutbiuron. ^Uan. 

ineertlcldes or nematidd.. »»ob a car 
^tra, ,„idotbion. Etbion. Triaiopbos. Proper. Pbosaiobe. 

^u. — — — — — ~ 

SndosuX.an. Dieidrin. oicrotopbos. 

» t<-« Derivatives, Aldrin, cyfXuthrin. 
Di Clorvos, Azinpnos And Its Derivati Carbary x, 
OeXta^in, DisuX^onton. Cordis, C^orpyri.os, Car.ary 
OicoKoX, ..iodic*.., Prop^ite, De*eton, PfcosaXone, ^ 
PXant *rovt. relator sue. a g i..ereXXic «a*. etnyX 
or ethep.cn, cycoceX, CXor^at, Bt.ep.on, Mepi^at. 



SUBSTITUTE SHEET 



WO 92/01378 



PCT/EP91/01352 



-11- 



Among those many agr ©chemicals , the following are of 
particular interest: the organophosphorus insecticides and the 
hydorxybenzonitriles herbicides such as bromoxynil or ioxynil 
either in the form of a salt or an ester. 

in order to assess whether a surface-active adjuvant 
possesses dispersing properties and may be a diafisraillS according 
to the invention, the following test is carried out: an aqueous 
'suspension (100ml) containing kaolin or atrazine (50g), in the 
form of solid particles having a particle size between 1 and 10 
microns, and surface-active adjuvant (5g> is left to stand at 
20-C for 30 minutes in a graduated cylinder (kaolin is used when 
the dispersing agent is able to disperse a hydrophilic solid. 
Atrazine is used when the dispersing agent is able to disperse a 
hydrophobic solid). After standing. 9/10ths (nine-tenths) of the 
volume of the suspension, situated in the upper part of the 
suspension, is removed, without agitation, and the solids content 
(residue after evaporation of the water) of the refining tenth 
is measured; this solids content must not exceed 12* by weight of 
the solids content of 100 ml of the suspension on which the test 

is carried out. 

The spontaneity is assessed according to the following 
method: A mixture of 1 ml gel with 99 ml water are put into a 
1SO ml glass tube which is stoppered and inverted through 180- 
(upside down). The number of times required to completely 
disperse the gel is called the spontaneity. 

A SHififcenex ^ a compound which increases the viscosity 

of a gel or a liquid. 

The surfactant that may be used in the invention may be 
selected from those of the following list (which is non- 
limitative) : salts of lignosulphonic acids, salts of phenyl 
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s ulphonic or naphthalene sulphonic acids; poly condensate* of 
ethylene oxide with fatty alcohols, fatty acids, fatty esters, or 
£ atty amines, or substituted phenols (particularly alKyphenols or 
a ryl P henols) ; salts of sulphosuccinic acid esters; taurine 
derivatives (particularly alKyltaurates) ; phosphoric esters of 
alcohols or of polycondensates of ethylene oxide with phenol- 
esters of fatty acids with polyols; and sulphate, sulphonate and 
phosphate functional derivatives of the above compounds. 

The dispersants that may be used in the invention may 
be selected from those of the following list (which is non- 
limitative, condensed naphthalene sulfonic acid; polyacrylxc 
acid - sodium S ulfosuccinate, calcium lignosulf onate, glycerol 
stearate, poly condensate of ethylene oxide and Propylene oxide. 

The present invention also provides a 
containerisation system (i.e. a container) comprising^ 
water soluble or water dispersible bag containing a gel 
•tne present invention. 

The chemical nature of the enveloping film constituting 
^e bags" which may contain the composition/gels of the invention 
can vary quite widely. Suitable materials are water soluble (or 
possibly water .dispersible) materials which are insoluble in the 
organic solvents used to dissolve or disperse the agrochemical 
active ingredient. Specific suitable materials include 
polyethylene oxide, such as polyethylene glycol; starch and 
modified starch; al*yl and hydroxyalKylcellulose , such as 
hydroxymethylcellulose, hydroxyethylcelluiose, 

nydroxypropylcellulose; carboxymethylcellulose; polyvinylethers 
such as poly methy vinylether; P oly(2;4-dimethyl-6- 
triazinylethylene; P oly(vi n ylsulfonic acid); polyanhydrides ; low 
secular weight urea-formaldehyde resins; low molecular weight 
»elamine-formaldehyde resins; poly (2-hydro^ethyX methacrylate) ; 
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polyacrylic acid and its homologs; but preferably the enveloping 
film comprises or is made f roa polyvinylalcohol (PVA) . PVA is 
generally partially or fully alcoholysed or hydrolysed, e.g., 40- 
100%, preferably BO-99* alcoholysed or hydrolysed, polyvinyl 
acetate film. 

preferred material for constituting the bags for the 
gels of the invention are polyethylene oxide or methylcellulose, 
or polyvinylalcohol. When polyvinylalcohol is used, it is 
advantageously a 40-100%, preferably 80-99* alcoholysed or 
hydrolysed, polyvinyl acetate film. 

The gels of the inventions are generally very easy to 
make, simply by mixing the components, optionally with grinding 
or milling* 

In order to made a bag, the film must- be shaped 
(possibly partially sealed) and then filled with the gel. 
Generally the gels are able to flow, even ir it is a slow rate 
due to the high viscosity, a container which is used to contain 
the gels cannot be easily emptied due to this high gel viscosity 
(that is a reason why the gels have not been used up to now in 
agriculture) . When filled, the bag must be finally sealed, 
generally heat sealed, to be closed. 

Further information may be found in the following 
copending applications, the disclosures of which are incorporated 
herein by reference: application of David Edwards and William 
McCarthy for -Laminated Bags for containerization of Toxic or 
Hazardous Materials- filed April 4, 1991; application of Samuel 
T. Gouge, Leonard E. Hodakowski, Chi-Yu R. Chen and Paul J. Weber 
for -Gel Formulations for Hazardous Products- filed April. 4, 
1991; application of Leonard E. Hodakowski, Chi-Yu R. Chen, 
Samuel T. Gouge and Paul J. Weber for -Water Dispersible Gel 
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Formulations" filed April 4, 1991; application of Leonard E. 
HodaXowski, Ricky W. Couch, Samuel T. Gouge and Robert C. Ligon 
for -Gel Formulations- filed April 4, 1991; and application of 
Samuel T. Gouge, David P. Downing, Spencer B. Cohen, Allan J. 
Luke, Robert D. McLaughlin and James E- Shue for -Bag In A Bag 
For Containerization of Toxic or Hazardous Material- filed April 

4, 1991- 

The following examples are given for illustrative 
purposes and should not be understood as restricting the 
Invention. 

In these examples, tg(phi) is less than 1.5 

EXAMPLE 1 

A gel is made by stirring at 50 *C a mixture of: 
Active ingredient: 2,4-D phenoxy benzoic acid isooctyl 

ester) : 

64.8* 

Solvent: aromatic solvent with flash point of 65°C: 
23-2* 

Surfactant: a mixture of 

a non ionic/sulf onate blended emulsifier 4% 
and calcium aDcylbenzene sulfonate 1* 

Gelling agent: mixture of dioctylsulf ©succinate salt 

and sodium benzoate 

plasticising agent: ethylene glycol 1%. 

The mixture is stirred and snaked until each component 
is dissolved or dispersed. 
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During stirring, a dissolution appears, and thereafter 
a gelation. Gelation is increased during the cooling at room 
temperature (20°C) . 

The brooJcf ield viscosity of the gel is 3000 centipoise. 

The emulsion stability is good in the above described 

test. 

1100 g of this gel are put in a 1 liter bag aade of a 
film of PVA (88% hydrolysed polyvinyl acetate; cold water 
soluble; thickness: 55 microns). The bag, which is almost full 
(about 95% v/v) , is heat sealed. The density both of the gel and 
of the bag containing the gel is 1.1. 

The bag is then dropped 10 times from 1.2 a onto the 
ground. No breaking or leakage is observed. 

Another bag of the sample is also made* and stored at 
-20 °C for 3 days. The bag is then dropped 5 times from 1.2 m 
onto the ground. No breaking or leakage is observed. 

The bag is put in a tank containing water under gentle 
agitation (that is to say such as that obtained with pump 
recycling). It is dispersed within a 3 min interval. There is 
no clogging in the filter, which is a 100 mesh screen. 

EXAMPLE 2 

The procedure of example 1 is repeated, except that a 
mixture containing the following adjuvants is used: 

Surfactant: non ionic/sulfonate blended emulsifier: 
5.2% 

Gelling agent: tetramethyl decynediol 
30% 

The bookfield viscosity of the gel is 3000 centipoises. 
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The emulsion stability is good in the above described 

test. 

XlOO g of this gel are put in a 1 liter bag made of a 
film of PVA (88* hydrolysed polyvinly acetate; cold water 
soluble; thickness: 55 microns). The bag, which is almost full 
(about 95* v/v) , is heat sealed. The density both of the gel and 
of the bag containing the gel is 1.1. 

The bag is then dropped 10 times from 1.2 m onto the 
ground. No breaking or leakage is observed. 

Another bag of this sample is also made and stored at 
-20»C for 3 days. The bag is then dropped 5 times from 1.2 m 
onto the ground. No breaking or leakage is observed. 

The bag is put in a tank containing water under gentle 
agitation (that is to say such as that obtained- with pump 
recycling), it is dispersed within a 3 minute interval. There 
is no clogging in the filter, which is a 100 mesh screen. 

EXAMPLE 3 

The procedure of example 1 is repeated, except that a 
mixture containing the following adjuvants is used: 
Surfactant: non ionic /sulfonate blended 
emulsifier: 21.5* 

and calcium alkylbenzene sulfonate: 3.7* 
Gellinq agent: ethoxylated dialkyphenol 10* 
plasticising agent: a mixture of ethylene glycol 

and water at 9 to 1 weight ratio 1* 

The brookfield viscosity of the gel is 3500 
centipoise. 

The emulsion stability is good in the above 
described test. 
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1100 g of this gel are put in a 1 liter bag made 
of film of PVA (88% hydrolysed polyvinyl acetate; cold water 
soluble; thickness: 55 microns), the bag, which is almost full 
(about 95% v/v) , is heat sealed* The density both of the gel and 
of the bag containing the gel is 1.1. 

The bag is then dropped 10 times from 1.2 m onto 
the ground. No breaking, or leakage is observed. 

The bag is put in a tank containing water under gentle 
agitation (that is to say such as that obtained with pump 
recycling). It is dispersed within a 3 ain interval. There is 
no clogging in the filter, which is a 100 mesh screen. 

EXAMPLE 4 

A gel is made by stirring at 50 »C a mixture of: 

active ingredient: 

bromoxynil acid (as the octanoate ester): 30.15% 
bromoxynil acid (as the heptanoate ester): 31.15% 

Solvent: aromatic solvent with a flash point of 38 °C: 
21.85% 

surfactant: polyaryl phenolethoxylated 6.0% . 

calcium alkylbenzene sulfonate 2.0% 
Gelling agent mixture: a clay which has been modified 

by addition of methyl groups 6.0% 
and propylene carbonate 2.0% 
plasticising agent: ethylene glycol 1% 

These materials are mixed together while shearing 
with attritor mixer. The product started to gel in a few 
minutes - 

The brookfield viscosity of the gel is 4200 

centipoise. 
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The emulsion stability is good in the above 

described test. 

The spontaneity is 38. 

HOOg -of this gel are put in a 1 liter bag made of 
a film of PVA (88% hydrolysed polyvinyl acetate; cold water 
soluble; thickness: 55 microns). The bag, which is almost full 
(about 95% v/v), is heat sealed. The density both of the gel and 
of the bag containing the gel is l.l- 

The bag is then dropped 10 times from 1.2 m onto 
the ground. No breaking or leakage is observed. 

Another bag of this sample is also made and stored 
at -20-C for 3 days. The bag is then dropped 5 times from 1.2 m 
onto the ground. No breaking or leakage is observed. 

The bag is put in a tank containing water under 
gentle agitation (that is to say such as that obtained with pump 
recycling) . It is dispersed within a 3min interval. There is no 
clogging in the filter, which is a 100 mesh screen. 

EXAMPLE 5 

The procedure of example 4 is repeated, except that a 
mixture containing the following components is used: 
active ingredient: 

bromoxynil acid (octanoate ester): 18.65% 
bromoxynil acid (heptanoate ester): 13.85% 
methylchloropropionic acid (isoctyl ester) : 37.4% 
Solvent: Aromatic solvent with a flash point of 38-C: 
10.1% 

Surfactant: non ionic/ sulfonate blender emulsifier: 
13% 

Gelling agent mixture: 
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hydrogenated castor oil 3* 
ethoxylated vegetable oil 3% 
plasticising agent: ethylene glycol 1% 
These materials are mixed together while shearing with 
attritor mixer. The product started to gel in a few minutes. 

The brookfield viscosity of the gel is 3150 centipoise. 
The emulsion stability is good in the above described 

test. 

The spontaneity is 20. 

1100 g of this gel are put in a 1 liter bag made of a 
film of PVA (88% hydrolysed polyvinyl acetate; cold water 
soluble; thickness: 55 microns). The bag, which is almost full 
(about 95% v/v) , is heat sealed. The density both of the gel and 
of the bag containing the gel is 1»1. 

The bag is then dropped 10 times from 1.2 m onto the 
ground. No breaking or- leakage is observed. 

Another bag of this sample is also made and stored at 
-20-C for 3 days. The bag is then dropped 5 times from 1.2 m 
onto the ground. No breaking or leakage is observed. 

The bag is put in a tank containing water under gentle 
agitation (that is to say such as that obtained with pump 
recycling). It is dispersed within a 3 min interval. There is 
no clogging in the filter, which is a 100 mesh screen. 



EXAMPLE 6 

The procedure of example 5 is repeated except that a 
mixture containing the following components is used: 
active ingredient: 

bromoxynil octanoate: 18.4% 
bromoxynil heptanoate: 14.0% 
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; ; '"-U J met2iy-l chlorqpropionic, acejdc. acid , (isp^yjil 

• ester )V " * ivi** *-«**•• SsstJ w» •»;"•< '- J '•">•" ; 3 . 6 * 6 *.- ' 
;surf actaht mixture-.; r npn; 4«^/^lfpnat^ : *l^e« 
emulsi£ ier » .-res a tiafts* 00 J a ni .-v..'-'-,' "i^Ii^ ..■ 
and dioctyl ester of sodium sulf osuccinic acid 

and sodium benzoate: 2 *° t *;r > : 

Gelling agent? .diatpmaceous, earth: , 17 * 0% 

Dispersant: ' sodium sulfonic^ o$. { naphthalene . . , . 
- %orma^de^ydet-^^^f.a^esy^\/^ f: _, ^ hfi^-y^t ?»* °* : 

..and water at 9 to l weight ratio:. i^v^ r<. ^' 

attritor mixture. The: product started to have the appearance of . 
a smooth paste, and is a gel in few minutes. ..... , , , 

The Brookfieldi viscosi^^f ^the .gel 900Q : .. ;. fc . ,v .. 

centipoises. - * ' ' .'- *-V •.-•'.£« *.:* Scot: -.il . : - >;--" i 

The emulsion stability is. good in the above .described 

test. 

The spontaneity .- is %. .? r.. .tv.- »•?■. > :• • •» '. \.r * -.• • ; ' . 

1100 "g^of this g»J^»^^ n ^J-^^^frf"^f*)°|^ X'? r,*i : 
film' of C88t^ydrolyz.ed polygnyl acetate; a co^d Vfggfej^. ,- aS ^ ttin 

solubleV -ttiickne^s; sS^micrpns* , £ Th? bag^hich, is f uU ^ ^ ^ 

(about 95* v/v). is heat sealed. The f density both of the gel and 
of the bag^ 'containing* .the gel isrl-l. ; . - - „ 

The bag is then drpp^^ia^^ .j^-p 
ground. 'No^brea«2hgf or leakage '6? ^bser^ed^ ; , £ tf ..^J^ 

-Xnbthe^ ^g^-of .sampjle^s-als^m^de ^nd i*f red at 
for 3 "days. The bag is. .then=iirppped^# tim^s . l f rom, 1.2 n^ 0 ,^, 
ground. No breakings or leakage is pbseryed. .....^....^ 
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bag is VHic in a tank o4^/l£ r *^0 wa^cr uftde..? crrvnfcX*. 
ag.'-tati.c-'i {that i-. to biy su-A tt^iSSflfetainei* i»Vt.fc 
.cacyclitiv")* *t disp&rsetf . ^^^n^serval • There i- 



-lugging in ^.e 



no 



;sd - j&Kpspfc. that a 



;v .v.; c;^r:r^^ : ^ , ^#-- rrllowit'7; adjuvants. is,,u^c; 
re at a <c f ? >* C*> - 



aaOOg 'this gel. arc P**t in » 1 liter s>sg *i*cp* a 
f \^ i> ( f ^-va J8*V*. hycirolyfecc; pa^y^p^X ^fi^^-f c$3»4 Xffc'*? r 

lahotft 353 v/vj 5y heat TOe'&psitfy fco£|si- of t**i <?ol ru| 

of tns bag cpJj-aining. th* ^2 is X*l« 

3£e -bag is th<arv ar^p^d 10 ^isa^s £rn*:ia ^ o^to tha 
ground. *o tox&*a$pg or . .lest^^ 

ArM*^$r bag ot. ;^,j^^j^lf j^^ 1 ^^ ^«fapp^^r-ed *t 
-SO^C far ? 4ayj6> tlie Ifc^,^^ a * 2 * 

.onto ^6u«0^ l^>c^ - SU«r*id* 

Tfc* fcajflr I« p*t*in a tank cont A^h4j*g v*\ter und^*: ntl*? 
agitati-sr* tu ^ ~ i?CX5 * ? ' - obv ,ir^i with pu^r> 
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recycling) • It is dispersed within a 3mn interval. There is no 
clogging in the filter which is a 100 mesh screen, 

EXAMPLE 8 

The procedure of example 1 is repeated, except that a 
mixture containing the following material is used: 
active ingredient 

bromoxynil acid (as the octanoate ester): 30.15* 
bromoxynil acid (as the heptanoate ester): 31.15% 
r solvent: aromatic solvent with a flash point 

of 33-C: r 23 ' 7 * 

Surfactant: polyaryl phenol ethoxy la ted 6.0* 
calcium aDcylbenzene sulfonate 2 * 0% 
Gelling agent: mixture of dioctylsulfosuccinate, 

salt and sodium benzoate 6 * 

plasticising agent: ethylene glycol i* 

The Brookfield viscosity of the gel is 3000 

centipoises. The emulsion stability is good in the above 

described test* 

The emulsion stability is good in the above described 

test: 

I 1100 g of this gel are put in a 1 liter bag made of a 

film of PVA (88* hydrolysed polyvinyl acetate; cold water 
soluble; thickness: 55 microns). The bag, which is almost full 
(about 95* v/v), is heat sealed. , The density both of the gel and 
<5f the bag containing the gel is 1.1. 

The bag is the dropped 10 times from 1.2 m onto the 
ground. Ho breaking or leakage is observed. 
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Another bag of sample is also made and stored at -20C 
for 3 days. The bag is' then dropped 5 times from 1.2 m onto the 
ground. No breaking or leakage is observed. 

The bag is put in- a tank containing water under gentile 
agitation jfthat is to say such as that obtained with pump 
recycling) . It is dispersed within a 3 mn interval. There is no 
clogging in the filter which is a 100 mesh screen. 

EXAMPLE 9 

The procedure of example 1 is repeated, except that a 
mixture containing the following material is used; 
active" ingredient: 

bromoxynil acid (as the octanoate ester): 33.4* 
me thy lchlor ©propionic acetic acid (isooctyl ester) 
35.6% 

Solvent: aromatic solvent with aflash point of 38°C: 
20.5* 

Surfactant: polyaryl phenolethoxylated 4.5* 

calcium alkylbenzene sulfonate 0.5% 
Gelling agent: mixture of dioctylsulf osuccinate salt 

and sodium ben 2 oat e 5* 
plasticising agent: ethylene glycol 0-25% 
Defoamer: substituted acetylenic diol 0.25% 
The brookfield viscosity of the gel is 3000 centipoise. 
The emulsion stability is^ good in the above described 

test. 

1100 g of this gel are put in a 1 liter bag made of a 
film of PVA (88% hydro lysed polyvinyl acetate; cold water 
soluble; thickness: 55 microns) . The bag, which is almost full 
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( about 95% V/v), is heat sealed. The density both of the gel and 
of the bag containing the gel is 1.1. 

The bag is then dropped 10 times from 1.2 m onto the 
ground. No breaking or leakage is observed. 

Another bag of this sample is also made and stored at 
-20»C for 3 days. The bag is then dropped 5 times from 1.2 m 
onto the ground. Ho breaking or leakage is observed. 

The bag is put in a tank containing water under gentle 
agitation (that is to say such as that obtained with pump 
recycling) . It is dispersed within a 3 min interval. There is 
no clogging in the filter, which is a 100 mesh screen. 
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CLAIMS 

1* A water dispersible organic gel which is a 
continuous system comprising: 
a hazardous product, 
5 optionally organic solvent, 

a water soluble or water dispersible surfactant, 
a gelling agent and 
a plasticising agent* 

2. A gel according to claim 1 wherein the 
10 hazardous product is an agrochemical. 

3. A gel according to claim 1 or 2 wherein the 
hazardous product is a pesticide, a plant protection agent, 
a plant growth regulator or a plant nutrient. 

4. A gel according to claim 1 2 or 3 wherein the 
15 gelling agent which is a solid soluble at a concentration of 

at least 10% by weight in water and at least 10% by weight 
in a liquid mixture of hazardous product, surfactant and 
organic solvent, if present, at a temperature above 50 °C. 

5. A gel according to claim 4 wherein the gelling 
20 agent has a particle size less than 40 microns. 

6. A gel according to claim 5 wherein the gelling 
agent has a particle size less than 10 microns. 

7. A gel according to any one of the preceding 
claims wherein the plasticising agent is a compound which is 

25 able to reduce the glass transition temperature of polyvinyl 
alcohol to below room temperature. 

8. A gel according to claim 7 wherein the 
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plasticising agent is a compound which is water soluble or 
water dispersible and is soluble at a concentration of at 
least 0.1% by weight in the liquid mixture of hazardous 
product, the surfactant and organic solvent, if present. 
5 9. A gel according to any one of the preceding 

claims wherein the surfactant is able to form a liquid 
mixture with the hazardous product in organic solvent, if 
present, at a temperature above 70»C. 

10. A gel according to claim 9 wherein the 
10 surfactant is able to form a liquid mixture with the 

hazardous product in organic solvent, if present, at a 
temperature above 50"C. 

11. a gel according to any one of the preceding 
claims which further comprises one or more of the following 

15 an organic solvent or a mixture of solvents in 

which the hazardous product is soluble at the concentration 

in the gel; 

a dispersant; 

a thickener which is water soluble or water 
20 dispersible and which is soluble at a concentration of at 
least 5% by weight in a liquid mixture of the hazardous 
product in organic solvent, if present and surfactant; 
and/ or 

another additive which is an antifoam agent, a 
25 stabiliser, a buffer, or an antifreezing agent. 

12. A gel according to any one of the preceding 
claims which comprises by weight: 
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10 to 90% of hazardous product, 
1 to 50% of surfactant, 
0*1 to 50% of gelling agent, 
0 to 80% of solvent; 
5 0 to 20% of plasticising agent, 

0 to 20 of other additives as defined in claim 11. 

13. A gel according to claim 12 which comprises by 

weight: 

25 to 80% hazardous product; 
10 2 to 20% of surfactant; 

0.5 to 10% of gelling agent; 
3 to 50% of solvent ; 

0.1 to 10% of plasticising agent, and 

0.1 to 10% of other additives as defined in claim 

15 It. 

14. A gel according to any one of the preceding 
claims which has a viscosity of 500 to 30,000 centipoise. 

15. A gel according to claim 14 which has a 
viscosity of 1000 to 12,000 centipoise. 

20 16. A gel according to any one of the preceding 

claims which has a phase different (phi) between the 
controlled shear stress and the resulting shear strain such 
that tg(phi) is less than or equal to 1.5. 

17. A gel according to claim 16 which has a phase 

25 difference (phi) between the controlled shear stress and the 
resulting shear strain such that tg(phi) is less than or 
equal to 1.2. 
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18. A gel according to any one of the preceding 
claims which has a spontaneity less than 75. ^ 

19. A gel according to claim 18 which has a 

spontaneity less than 25. 
5 20. A container isation system comprising a gel as 

claimed in any one of the preceding claims in a water 
soluble or water dispersible bag. 

21. A containerisation system according to claim 
20 wherein the bag comprises a polyethylene oxide; a starch j 
10 and modified starch; an alkyl or hydroxyalkylcellulose; a ^ 
carboxyalkylcellulose; a polyvinylether; poly (2 ,4 -dimethyl--. 
6-triazolylethylene) ; poly (vinylsulf onic acid); a 
polyanhydride; a low molecular weight urea-formaldehyde 
resin; a low molecular weight melamine-f ormaldehyde resin; a 
15 polyacrylate, a polymethyacrylate or polyacrylic acid or a V 

homologue thereof. 

22. A containerisation according to claim 21 in 
which the bag comprises a polyethylene oxide which is _ ^ 
polyethylene glycol; a hydroxyalkyl-cellulose which is 

20 hydroxymethyl-, hydroxyethyl- or hydroxypropyl-cellulose; a ; • 
carboxyalkylcellulose which is carboxy-methylcellulose; a 
polyvinyl ether which is polymethyl ether; or a 
polymethacrylate which is poly (2 -hydroxy ethylmethacry late) , 

23. A containerisation system according to claim 
25 21 wherein the bag comprises polyethylene oxide, 

methylcellulose or polyvinyl alcohol. 

24. A containerisation system according to claim 
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23 wherein the bag comprises polyvinyl alcohol which is 40 
to 100% alcoholoysed or hydro lysed polyvinyl acetate, 

25. A container isat ion system according to claim 

24 wherein the polyvinylalcohol is 80 to 99% alcoholysed or 
5 hydrolysed polyvinylacetate. 
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